CCDC Numbers for the crystal structures:
CBQ: 1423222; DTABN: 1427925; mMMD: 1423148.
Synthesis Procedure 1 of 2,4-dimethyl-3-(dimethylamino)benzonitrile (mMMD)
i-PrMgCl•LiCl (0.79 mL, 1.1 mmol, 1.39 M in THF) was cooled to 0 °C and 3-Bromo-2,4-dimethylbenzonitrile 1 (210 mg, 1.0 mmol) was added. The mixture was stirred at 0 °C for 3 h to produce the Grignard reagent 2. The Br/Mg-exchange was completed after 3 h as determined by GC-analysis of reaction aliquots. CuCl•2LiCl (1.2 mL, 1.2 mmol, 1.0 M in THF) was added to the Grignard reagent 2 at -50 °C and the mixture was stirred for 45 min.
To the resulting arylcopper reagent 3, the N-lithium dimethylamide 4 (2.0 mmol; prepared by adding n-BuLi (2.0 mmol) to a 1.0 M of dimethylamine in THF (2.0 mL, 2 mmol) at -78 °C in THF, stirring the mixture for 20 min at -78 °C and then 15 min at 0 °C) was added dropwise and the mixture was further stirred for 90 min at -50 °C. The reaction mixture was cooled to -78 °C, then a solution of chloranil 6 (295 mg, 1.2 mmol) in anhydrous THF (7 mL) was added slowly over a period of 45 min. The mixture was allowed to warm up to -50°C and was further stirred for 12 h. Diethyl ether (DEE, 10 mL) was added to the crude reaction mixture, which was then filtered through Celite and the residue was thoroughly washed with DEE (ca. 150 mL). The filtrate (organic phase) was washed with NH 4 OH (aq., 2.0 M, 2 x 20 mL) and the combined aqueous phases were extracted with DEE. The combined organic layers were dried over MgSO 4 and concentrated in vacuo. Purification by flash chromatography using gradient increase of DEE in n-pentane gave mMMD (97 mg, 55 %).
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